intensity data were corrected for Lorentz and polarization effects, and empirical absorption corrections based on equivalent reflections were applied (SADABS). The structures were solved by direct methods and refined by the full-matrix least-squares method on F 2 with SHELXTL program package. 2 All non-hydrogen atoms were refined with anisotropic displacement parameters. The H atoms were generated geometrically. Selected bond distances and bond angles are listed in Table S1 .
In the structure of 2, there is a pseudo symmetry element (Checkcif report, Alert B), it should be mainly caused by the μ 5 -tzdc 3--bridged chain running along the b axis (Fig. 2b ), which has a local inversion centre between Mn1 and Mn2 atoms. 
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The X-ray powder diffraction patterns of 1. The fitting of temperature-dependent magnetic susceptibilities of 1 and 2
Obviously, an exact theoretical treatment of magnetic properties for such complicated 3D systems cannot be carried out because there are too many kinds of magnetic exchange paths. However, the magnetic coupling interactions passed by the double μ 2 -O bridges should be much stronger than the other interactions passed by the single carboxylate or triazolate bridges. So we could estimate the magnetic coupling interactions, by assuming that the total magnetic susceptibility χ tol is given by the sum of the single Mn 2+ ions and Mn 2+ dimers with intra-dimer (J 1 ) and inter-dimer coupling (zJ'). 
Where x (= J 1 /kT) and S (= 5/2) represent the spin momentum quantum number of Mn 2+ , N is Avogadro number, β is the Bohr magneton, g is Zeeman factor, and k is Boltzmann constant. To avoid deviation of eq.
(1) at low temperature because of the interaction between single ions and dimers, the data only above 20 K were fitted by least-squares method, leading to the following parameters for 1: g = 2.08(1), J 1 = -1.69(4) cm -1 , zJ' = -0.11(4) cm -1 , R = 3.3×10 -6 ; and for 2: g = 2.023(1),
Both of their g factors are slightly larger then 2.0, which should be ascribed to certain distortions of the coordination enviroment of Mn 2+ ions (see table S1 ). Their J 1 parameters are very similar, which is consistent with the very similar bond parameters of dimers in both compounds (see Table S2 ). The interactions between the dimers and single ions were omitted in this model, but actually these interactions have similar amplitudes with the inter-dimer couplings.
Thus, the zJ' would be over-estimated in fitting due to the mixing of all these interactions. Since there are more carboxylate bridges linking the dimers and single ions in 2 than that in 1, and some of them may passed stronger magnetic exchange interaction due to the shorter Mn···Mn distances (Table S2) , which are responsible to the larger amplitude of zJ' in 2, as well as the higher citical temperature of 2. The magnetic properties measurement
The purity of powder sample was verified by powder XRD pattern collected on Bruker D8-Adavance ( Figure S1 , S2); The magnetic measurements were performed on a Quantum Design MPMS-XL7 SQUID magnetometer. All experimental magnetic data were corrected for the contribution of sample holder and the diamagnetic contribution calculated from Pascal constants.
The single-crystals of ca. 30 μg (1) and 40 μg (2) were used to perform the magnetzation measurements at 1.8 K. The relation between the crystallographic axes and single-crystal's shape was estabished after determining the orientation matrix on an Oxford CCD area-detector diffractometer.
Then the single-crystal was carefully stuck on a copper wire with certain orientation by GE7031 varnish and settled on the sample holder. The magnetic field is parallel with the copper wire. The orientation accuracy of axes was estimated to be several degrees during the magnetic measurements.
The magnetization data of single-crystals were corrected by comparing with the data of the powder sample, and their derivatives were smoothed. 
